This Page Is Inserted by IFW Operations 
and is not a part of the Official Record 

BEST AVAILABLE IMAGES 



Defective images \yjthin this document are accurate representations of 
the original documents submitted by the applicant. 

Defects in the images may include (but are not limited to): 

• BLACK BORDERS 

• TEXT CUT OFF AT TOP, BOTTOM OR SIDES 

• FADED TEXT 

• ILLEGIBLE TEXT 

• SKEWED/SLANTED IMAGES 

• COLORED PHOTOS 

• BLACK OR VERY BLACK AND WHITE DARK PHOTOS 

• GRAY SCALE DOCUMENTS 



IMAGES ARE BEST AVAILABLE COPY. 



As rescanning documents will not correct images, 
please do not report the images to the 
Image Problem Mailbox. 



J 



® 



Europaisches Pateniamt 
European Patent Office 
Office europeen des brevets 




@ Publication number: 0 453 275 A1 



EUROPEAN PATENT APPLICATION 



@ Application number: 91303452.6 
@ Date of filing : 18JW.91 



int ci. 6 : C07D 301/03, C07D 303/04, 
C07D 303/06, C08G 65/02 



Priority: 19.04.90 JP 101572/90 



Date of publication of application : 
23.10.91 Bulletin 91/43 



Designated Contracting States : 
DE FR GB IT 



© Applicant: NIPPON OIL CO. LTD. 
3-12, Nishl Shinbashi 1-chome 
Mlnato-ku Tokyo (JP) 



Inventor : Ifca!, Keizc 

Towa-Garden-House Hayame 506, 887-1, 



Hayama-machl, Miura-gun, Kanagawa-ken 
(JP) 

inventor: Kobayashi, Masaaki 
88-3, Shfnohara-cho, Kohoku-ku 
Yokohama~shI, Kanagawa-ken (JP) 
Inventor: Suzuki, Keisuke 
612-2, Kamftilrama, Nakahara-ku 
Kawasaki-shi, Kanagawa-ken (JP) 
Inventor: Matsuno, Mitsuo 
12-14 Hino 1-chome, Konan-ku 
Yokohama-shl, Kanagawa-ken (JP) 



@ Representative : Myers cough, Philip Boyd et al 
JJl Kemp & Co. 14 South Square, Gray's Inn 
London VYC1R 5LX (GB) 



(3) Process for producing epoxy compound. 

(sh 6-Epo^ethyl-3-oxatric^ derivatives ami 2 t 3-epoxy-6-epoxyethyl-1 f 4 ;5,8-dimethano- 

decahydronaphthalene derivatives which are expected to be used as monomers to give plastics 
having a high transition temperature are easily produced by oxidizing corresponding fcwiyi compounds 
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FIELD OF THE INVENTION 

This invention relates to a process for producing a novel diepoxy compound using a dioxirane compound. 
PRIOR ART AND PROBLEMS THE INVENTION ATTEMPTS TO SOLVE 

Since polyether compounds obtained by ring opening polymerization of 6-epoxyethyK3-oxatricyclo- 
P.Z1 .(F^octane or 2, 3-epoxy-6-epoxyeihyM ,4:5,8-dimethanodecahydronaphthalene have a bicydo[Z2-1}- 
heptane skeleton or a dimethanonaphthalene skeleton, they are amorphous, have a high glass transition tem- 
perature, and are excellent in transparency and water resistance and free from impurities such as chlorine, etc.; 
their use as plastics having excellent electrical characteristics has been expected For example, use of said 
compounds as sealing epoxy resins of VLSI or printed circuit boards, or their optical use has been expected. 
Moreover, use of the monomers as new reactive epoxy diluents has been also expected. 

Industrial production of these compounds is however difficult For example, synthesis of 6-epcxyethyl-3- 
oxatricydop.2.1 .O^Joctane requires costly peracfds such as peracetic acid, perbenzoic acid, etc., and its yield 
is as low as about 50% [LI. Kasyan, MJ% Bombushkary, M. S. Malinobsky et al., Ukr. Khkn. Zh., 44, 956 
(1978)]. 

MEANS TO SOLVE THE PROBLEMS 

The present inventors have made assiduous studies to solve such problems, and consequently found a 
process in which a compound represented by the following formula (IV) is formed from an easily available, 
inexpensive peroxide and a compound represented by the following formula (I) and/or a compound represented 
by the following formula (II) effectively at low cost This finding has led to the completion of this invention. 

It is an object of this invention to provide a novel process for producing a compound represented by the 
following formula (IV) using a dioxirane compound. 

DETAILED DESCRIPTION OF THE INVENTION 

This invention relates to a process for producing a diepoxy compound represented by formula (IV) 




Civ) 



wherein R\ R?, R 3 , R 4 , R* R 8 . R 7 R 8 , R?, R 10 and R" each denote a hydrogen atom or a hydrocarbon 
group, and n is an integer of 0 to 2, 

which comprises epoxidizing a compound represented by formula (I) 




en 



wherein R 1 , R?, R? f R*, R 5 , R 8 , R7 f R 8 , R?, R 10 , R 11 and n are as defined above, 
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and/or a compound represented by formula (II) 




wherein R 1 , R 2 , R 5 , R 4 , R 5 f R«, R 7 , R 8 , R 9 , R 10 , R 11 and n are as defined above, 
with a dtodrane compound represented by formula (III) 




wherein R and R' each denote a hydrogen atom, a fluorine atom, an alky! group having 1 to 1 0 carbon 
atoms, an aryl group, a fluoroalkyi group or a fluoroaryi group. 
This invention wDI be explained in detail below. 

In formula (0. n is an integer of 0 to 2, preferably 0 to 1, and R 1 , Ft, R?. R 4 , R*. R 6 . R 7 . R 8 , R 9 , R 10 and W 1 
are each a hydrogen atom or a hydrocarbon group and may be the same or different Examples of the hyd- 
rocarbon group are alkyt groups having usually 1 to 3, preferably 1 to 2 carbon atoms. Examples of the com- 
pound of formula (I) include 5^inylbicyck>I2^.1 ]hept-2-ene, l^thyl-S-vinylbicydota^llhept^-ene, 
1-fn^hyt^nylbk^op^.1lhep«-ene, 2nfnethyl-5-vinylbicyclo-P^.1]hept.2-ene, 2-methyl-6-vinylbicydo 
1^2.1 Jhept-2-ene, 5-methyl-5^inylbicydoI^1]hept-2-ene, 1-ethyl-6-viny!bicyclo[2^.1lhept-2-ene I 2-vinyM, 
2, 3 f 4 f 4a,5 i 8 l -8a-octahydro-1 ,4:5, Wimethanonaphthalene, and 12-vinylhexacydQ[B.&1.1^ 
4— hept&decene. 

In formula (10. n «s an Integer of 0 to 2, preferably 0 to 1 , and Ri, R^ f R?, R* f R5, Re t R^ f R8 t po f rio R« 
are each a hydrogen atom ora hydrocarbon group and may be the same or different Examples of the hyd- 
rocarbon group are aJkyl groups having usually 1 to 3, preferably 1 to 2 carbon atoms. Examples of the com- 
pound of formula (II) include 6-virryl-3^fricyc^^ 1-methyl-e^yl-3-ox^^ 
octane, 1^thyl-7-vinyl-3-oxatricyclo-I3^.1 .O^Joctane, 2^ethyl-6^nyi-3-oxatric^ 
methy^7-vinyj-3^xa^ 6-metrryl^vinyl-3Kix^ 1-ethyl-7^i- 

rryl-3-oxatf cydo-[3.2-1 .O^Joctane, 2 f 3-epoxy-6-vinyM,4:5,8- dimethano-1 ,2,3,4,4a, 5,8, 8a-octahydronaph- 
thalene. and 4,5^pGxy-12-vinylhexa(^[^ 

In formula (111), R and R' are each a hydrogen atom, a fluorine or an alkyt group having 1 to 10, preferably 
1 to 6 carbon atoms, an aryl group, a fluoroalkyi group or a fluoroaryi group. Examples of the compound of 
foimula (HI) include dioxirane, methyldioxirane, ethyldioxirane, pentyldioxirane, hexyWioxirane, heptyl- 
dioxirane, octyldioxirane, phenykfioxirane, drfluorotioxirane, dimethylcfioxirane, ethyimethyldioxirane, methyl- 
propyldioxirane, methyl butytdioxirane, methylpentyldbxiiane, methylhexyldloxirane, methyiheptyldioxirane, 
diethyldioxirane, ethylpropyldiaxirane, ethylbutyldioxirane, ethylpentyldiaxirane, ethylhexyldloxirane, ethylhep- 
tyldioxirane, dipropyldioxirane, hexylpropyldiGxirane, dibirtyldioxirane, methylphenyldioxirane, diphenyl- 
dioxirane, methyltrifluorometiiyldtoxirane, ditrifluoromettiyldtodrane, and fluoromethylphenyidfoxirane. 

A method of foiming the compound of formula (III) Is not particularly limited. Said compound is usually for- 
med by the reaction with an aldehyde or a ketone and an inexpensive inorganic peroxide. 

As the aldehyde and the ketone, compounds represented by formula (V) are shown. 
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wherein Rand R' are as defined in formula (IV). 
Examples thereof include formaldehyde, acetaldehyde, proplonaldehyde, caproaldehyde, heptylaldehyd , 
octytaldehyde, nonylaldehyde, benzaldehyde, carbonic difluoride, acetone, 2-butanone, 2-pentanone f 2-hexa- 
none, 2-heptanone, 2-octanone, 2-nonanone, 2-decanone, 3-pentanone, 3-hexanone, 3-heptanone, 3-octa- 

5 none, 3-nonanone, 3-decanone, 4-heptanone, 4-decanone, 5-nonanone, acetophenone, benzophenone, 
trifluoroacetone, hexafluoroacetone, and trifluoroacetophenone. Examples of the inorganic peroxide include 
KHSQg, 2KHSO5. KHSO4. K2SO4, H2SO5, NalO^ WO4 and double salts substantially containing these 
peroxides. KHSQs or H2SO5 can be formed from K&Qq. 

The reaction with the aldehyde or the ketone and the inorganic peroxide can be carried out in a known 

10 manner. Namely, the reaction is performed by mixing the aldehyde or the ketone with the aqueous solution of 
the inorganic peroxide. On this occasion, various quaternary ammonium salts and crown ethers may be used 
as a phase-transfer catalyst Examples of the quaternary ammonium salts include tetraethylammonium 
bromide, tetraethylammonium hydrogensuHate, tetrabutylammonium bromide, and tetrabutylammonium hyd- 
rogensutfate. Examples of the crown ether include 12-crown-4-, 15-crown-5, 18-crown-6, dibenzo-14-crowrv4, 

is dtbenzo-15-crown-5, and dibenzo-18-crown-6. It is advisable that the reaction is performed at pH of usually 
4.0 to 8.0, preferably 6.0 to 8.0, more preferably 7.5 to 8.0. The pH is adjusted in a usual manner. That is, the 
pH adjustment is carried out using a buffer solution while adding an alkali aqueous solution during the reaction. 
Examples rffte alkali in ^ potassium hydroxide and cal- 

cium hydroxide. Examples of the buffer solution include potassium dihydrogenphosphate-sodium hydroxide, 

20 potassium dihydrogenphosphate-disodium hydrogenphosphate, potassium dihydrogenphosphate-sodium tet- 
raborate, boric atid+sodium chloride-sodium tetraborate, and disodium hydrogen phosphate-citric acid. At this 
time, when the reaction temperature is too high, decomposition of the resulting dioxirane compound occurs. 
When the reaction temperature is too low, the reaction is delayed. Therefore, it is usually -20 to 30°C, preferably 
5 to 15°C. The reaction time is usually 1 to 20 hours, preferably 5 to 10 hours. A molar ratio of the inorganic 

25 peroxide to the aldehyde or the ketone is 0.1 to 1, preferably 0.5 to 1. The resulting dioxirane compound is 
isolated by a known method, ag. distillation under reduced pressure. At this time, the unreacted aldehyde or 
ketone may be distilled off together. 

In this invention, as stated above, the compound of formula (IV) is produced by epoxidizing the compound 
of formula (I) and/or the compound of formula (II) (hereinafter abbreviated as "olefins") with the dioxirane com- 

30 pound of formula (III). 

The epoxidation reaction may be conducted either simultaneously while forming the dioxirane compound, 
or after isolating the resulting dioxirane compound as noted above. The former is preferable. 

When the epoxidation reaction is conducted simultaneously with the formation of the dioxirane compound, 
the mixture of the olefins and the aldehyde or the ketone is mixed with the aqueous solution of hte inorganic 

35 peroxide. The reaction is carried out in the same way as in forming the aforesaid dioxirane compound. The 
phase-transfer catalyst may be used or an organic solvent may not be used. The organic solvent is not par- 
ticularly limited if it is inactive to the dioxirane compound. Examples of the organic solvent include hexane, eye- 
lohexane, toluene, xylene, dichloromethane, chloroform and carbon tetrachloride. It is advisable to conduct the 
reaction at pH of usually 4.6 to 8.0, preferably 6.5 to 8.0, more preferably 7.5 to 8.0. The pH can be adjusted 

40 in a usual manner as in producing the dioxirane compound. The reaction temperature is usually -5 to 30°C, 
preferably 5 to 15°C. The reaction time is usually 1 to 20 hours, preferably 5 to 10 hours. A molar ratio of the 
aldehyde or the ketone to the olefins is usually 0.5 to 5, preferably 1 to 2. A molar ratio of the inorganic peroxide 
to the olefins is usually 1 to 5, preferably 1 to 2. 

When the epoxidation is carried out using the isolated dioxirane compound, the reaction is run by mixing 

45 the dioxirane compound with the olefins. A molar ratio of the dioxirane compound to the olefins is usually 1.0 
to 4.0, preferably 1 .0 to 2.0. The reaction temperature is usually -20 to 30°C, preferably 5 to 15°C. The reaction 
time is usually 1 to 20 hours, preferably 5 to 10 hours. On this occasion, an organic solvent may or may not be 
used. When the organic solvent is used, it is not particularly limited if it is inactive to the dioxirane. Examples 
of the organic solvent include hexane, eyefohexane, toluene, xylene, dichloromethane, chloroform and carton 

so tetrachloride. 

After the reaction is terminated, the post-treatment is carried out by a usual method such as distillation, 
etc, and the organic layer is separated and purified to obtain the final compound of formula (IV). 

Wh n the compound of formula (I) is poxidized with hydrog n peroxide or hydroperoxides such as tertbutyl 
hydroperoxide, etc, a double bond in a ring is easily epoxidized to form a compound of formula (II)- However, 
55 adoubl bond of a vinyl group is low in reactivity; before this is epoxidized, the addition reaction of the hyd- 
roperoxides or hydroxides occurs on the compound (II), and the final compound of formula (IV) is little formed. 
T obtain th compound (IV), a reagent high in reactivity and capable of epoxidation under mild conditions, 
such as m-chiorobenzoic add, is required, but such peradd is pricey and impractical 
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This Is the same with the poxidation of the compound of formula (II). 

In the epcotidation reaction using the dRutirane compound (III), the reaction conditions are quite mfld and 
reactivity is high. 

[EFFECTS OF THE INVENTION] 

The process of this invention has excellent characteristics that the compound of formula (IV) can be syn- 
thesized efficiently at low cost from starting materials that can be obtained easly at low cost, and can efficiently 
provide the compound of formula (IV) that is utUizable as a starting materia! of plastics excellent in heat resi- 
stance, water resistance, transparency and electrical characteristics, and as a new epoxy diluent 

[EXAMPLES] 

The following Examples and Comparative Example illustrate this invention specifically. However, this 
invention is not limited thereto. 

EXAMPLE 1 

A 3-lter three-necked flask fitted with a stirrer, a pH electrode and a thermometer was charged with 43 g 
(0.36 moO of ^nylbicyclopL2.1]hept-2-ene, 400 ml of methylene chloride, 200 ml of acetone, 280 ml of a 0.05 
M phosphoric acid buffer solution (pH 7.4) and 19 g (58 mmote) of tetrabutylammonium hydrogensulfate. While 
cooling the mixture to 10°C, an aqueous solution (water, 2£00 mi) of 555 g (1.81 mols as KHSOg) of Oxone 
(2KHS06.KHS04,r^S0 4 made by du Pont) was added dropwise at a rate of 10 mlAnin under stirring. During 
the reaction, a 5N KOH aqueous solution was added dropwise using a pH controller to adjust pH to 7.2 to 7.8. 
After the addition of the Oxone aqueous solution, stirring further continued for 4 hours. The reaction solution 
was suction-filtered with a Buchner funnel, and KjSO* precipitated was separated by filtration. A methylene 
chloride layer was then separated. Said methylene chloride layer was dried with magnesium sulfate to distill 
off methylene chloride. The concentrate was passed through a silica gel column to remove tetrabutylamrnonium 
hydrogensulfate. Subsequently, the residue was subjected to single distillation under reduced pressure to 
obtain 46gof 6^poxyethyl-3-oxato"cydo[3^1 .OZ^octane (yield 85 %). 

EXAMPLE 2 

In the same way as in Example 1, while keeping pH at 7.2 to 7.6, 2,000 ml of an aqueous solution (water) 
of 450 g (1 .46 mote as KHSO5) of Oxone (2KHS05JCHS04.-K2S04 made by du Pont) was added to a mixture 
of 100 g (0.734 mof) of 6^my»^xatrfcydQ[3.2.1 .O^octane, 120 ml of acetone, 200 ml of a 0.05M phosphoric 
add buffer solution (pH 7.4) and 1 3 g (37 mmote) oftetrabutylarnmonium rrydrogensurfateata rate of 10 rrri/min 
undercooling to 10°C wfth stirring. After the addition, stirring further continued for 6 hours. The reaction solution 
was suctiornffltered with a Buchner funnel, and K2SO4 predpitated was separated by filtration, followed by ext- 
racting the ffltrate wfth toluene (500 mix 1 + 300rrix3). The toluene layer was passed through a cdumn of a 
molecular sieve (4A), dried and concentrated. The concentrate was subjected to single distillation under 
reduced pressure to obtain 84 g of 6^poxyetrryJ-3-oxatricyclo[3^1 .0^]octane (yield 75 %). 

EXAMPLE 3 

In the same way as in Example 1, while keeping pH at 7.2 to 7.6, 1,400 ml of an aqueous solution (water) 
of 300 g of Oxone (2KHSO5.KHSO4.K2SO4 made by du Pont) was added dropwise to a mixture of 45 g (0.242 
md) of 2-vinyH A3,4,4a,5,8£a-<xtehydro-1 A5,8^imethanonaphthaIene, 300 ml of methylene chloride, 150 
ml of acetone, 200 tri of a 0.05M phosphoric add buffer sdution (pH 7.4) and 8 g (24 mmols) of tetrabutyiam- 
monium hydrogensulfate under cooling to 10°C with stirring. After the addition, stirring further continued for 6 
hours. The reaction solution was suction-filtered with a Buchner funnel, and r^S0 4 predpitated was separated 
by titration. Subsequently, the f3trate was extracted with toluene (500 ml x 1 + 300 ml x 3). The toluene layer 
was passed through a column of a molecular sieve (4A), dried and concentrated to obtain 50 g of 2,3-epoxy- 
S-epoxyethyM ,4;5,8-dIm thano-decahydronaphthalene (yidd 94 %). 

COMPARATIVE EXAMPLE 1 

To a mixture of 6.8 g (0X50 md) of 6^y!-3-oxatri(VC^^1.0^octane and 0.16 g (0.5 md) of MoOr 
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(acacfe was added 5.6 g (0.050 md) of 80 % tert-butyi hydroperoxide at room temperature under stirring. After 
th addition, th reaction continued at 50°C for 10 hours. Analysis of the react! n solution by gas 
chromatography revealed that the yield of 6^poxyethyl-3-axatf ^ .0*<«]octane as a final compound was 
3 % and unreacted &-vinyJ-3-oxatricydor3^1.0 2 ^]octane was 10%. 



Claims 



1. A process for producing a diepoxy compound represented by formula (IV) 




ao 



wherein R% R?, R 3 , R* R« R 6 , R 7 , IV, R 9 , R 10 and R 11 , which may be the same or different, each represent 
a hydrogen atom or a hydrocarbon group, and n is an integer of 0 to 2, which process comprises epoxidizing 
a compound represented by formula (I) 




(I) 



wherein R 1 , R 2 , R 5 , R 4 , R 5 , R 8 , R 7 , R 8 , R?, R 10 , R 11 and n are as defined above, aral/or a compound rep- 
resented by formula 01) 




CD) 



wherein R» t R 2 , R 3 , R* t R 6 , R 6 , R 7 , IV. R 9 , R 10 , R 11 and n are as defined above, with a dioxirane compound 
represented by formula (III) 
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wherein R and R' f which may be the same or different, each represent a hydrogen atom, a fluorine atom, 
an alkyf group having 1 to 10 carton atoms, an aryl group, a fluoroaDcyi group or a fluoroaryi group. 

2. A process according to data 1 wherein the compound of formula (0 Is 5-vinyicydo[2.2.1 ]hept-2-ene f 1- 
methyk^viny!bi<ydoP^.1Jhept-2-ene, 1-methyl^nylbicyclo-^1]hept2^ne, 2^thyi-5-vinyibicyclo 
l£2.1]hept-2-ene, 24tiethyV^nyIbk^oI2^ilhept^ 54nethyi^vinylbi(^o|2^1lhept-2-ene, 1- 
ethyl-6^ylbicycio-lZ2.1]hept-2-ene, 2-vinyM ^ f 3,4,4a,5,8,8a-octarrydro-1 /t:53-dimethanonaphthaiene 
or 12^y!hexacydol6.6.1.1^.1w^^ 

3. A process according to claim 1 wherein the compound of formula (II) is 6-vinyJ-3-oxatricydo[3.2.1 .O^]oc- 
tane, l-*nethyl-&wiyl-3-^^ 1-methyl-7-viny^^^ 2- 
methy^vinyJ-3-oxatricydo[3^1 .O^Joctane, 2^ethyi-7-^inyl-3-oxatricydo[3.2.1 .O^Joctane, 6-methyl- 
6^my^xatricydo[3^.1 .(F^octane, 1-e%l-7^rryi-3-oxatri^ 2,3-epoxy-6-vinyl- 
1,45^imethano-iA3A4a,5,8,8aKxtohydror^ 

1W8o2.7oa.u] he ptadecane. 

& A process according to damn 1 , 2 or 3 wherein the compound of formula (III) is diaxirane, methyidtaxirane, 
etrryWioxirane, pentyldiaxirane, hexyidioxirane, hepjyldkixjrane, odytojoxjrane. phenyldfoxirane.. dtf- 
luorodioxirane, dimethyldioxirane. ethylmethyidbxirane, methylpropyidbxirane, methyibutyldtaxirane, 
methyl pentyldtaxirane, methyihexyMioxirane, methyiheptyldioxirane, diethyldfoxirane, ethylpropyi- 
dbxirane, ethylbutyidioxirane, ethyl pentyldioxirane. ethyl hexyidioxirane, ethytheptyidioxirane. dipropyl- 
dioxirane, hexyipropyldioxirane, dibutyfdioxirane, methyl pherryldioxirane, diphenyldioxirane, methyltrifluo- 
romethyldioxirane, drtrifluoromethyldkMdrane or trifhioromethylph^ 

5. a process according to any one of the preceding daims wherein the compound of formula (III) Is formed 
in situ by the reaction of an aldehyde or a ketone with an inorganic peroxide. 

6. A process according to claim 5 wherein the aldehyde or the ketone is formaldehyde, acetaldehyde, pro 
pionaldehyde, caproaidehyde, heptylaktehyde, octylaldehyde. nonyialdehyde, benzaldehyde, carbonic dif- 
luoride, acetone, 2-butanone, 2-pentanone, 2-hexanone, 2-heptanone, 2-octanone, 2-nonanone, 
2-decanone, 3-pentanone, 3-hexanone, 3-heptanone, 3-octanone, 3-nonanone, 3-decanone, 4-hep- 
tanone, 4-decanone, 5-nonanone, acetophenone, benzophenone, trffluoroacetone, hexafluoroacetone or 
trifluoroacetophenone. 

7. A process according to claim 5 or 6 wherein the inorganic peroxide Is KSO& 2KSO s . KS0 4 . KjSO* H2SO5, 
NalO* KIO4 or a double salt containing these peroxides. 

8. A process according to any one of the preceding daims wherein the compound of formula (IV) is 6-epoxye- 
thyl-3-oxatricydo-l3.2.1 .O^octane or 2,3-epoxy-6-€paxyethyl-1 ,4;5,&^etharK)decarTycfronaphthalene. 

9. A process according to any one of the preceding daims which comprises the additional step of ring-opening 
polymerising the dtepoxy compound of formula (IV) to produce a polyether. 
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